This Page Is Inserted by IFW Operations 
and is not a part of the Official Record 



BEST AVAILABLE IMAGES 



Defective images within this document are accurate representations of 
the original documents submitted by the applicant. 

Defects in the images may include (but are not limited to): 



BLACK BORDERS 

TEXT CUT OFF AT TOP, BOTTOM OR SIDES 
FADED TEXT 
ILLEGIBLE TEXT 
SKEWED/SLANTED IMAGES 
COLORED PHOTOS 

BLACK OR VERY BLACK AND WHITE DARK PHOTOS 
GRAY SCALE DOCUMENTS 



IMAGES ARE BEST AVAILABLE COPY. 



As rescanning documents will not correct images, 
please do not report the images to the 
Image Problem Mailbox. 




_^ • .J /. - r^TTTIT SPECinCATION .^^ 

' ' ^ Complete Specification Lodged 9th June, I960. ^0 ^ ^ 

Application Lodged( No. 61,366/60) 9th June, 1960. 

Applicant Pechiney Compagnie De Produits Chimeques Et Electrometallurgiques. 

•I 

Actual Invejjtors . .Jacques Coursier and Michel Moutach. 

: /' Convention Application. 

. (France 13th June, 1959 No. 797424 jnd 22nd April, 1960 No. 825027) 

LAPSED BEFORE ACCEPTANCE. ^^^^^^^^ D 

Complete Specification Published 15th December, 1960. ' j ^ 

aassification 15.2; 19.2; 15.4; 08.5. 

International Classification C 22 b; C 01 g; F 23 b. 

No drawing. 
COMPLETE SPECIHCATION. 

PROCESS FOR THE PRODUCTION OF PURE METAL. 

The following statement is a full description of this invention, including the 
best method of performing it known to us:- 

The present invention which results from the researches of M. Jacques Coursier 
and M.Michel Moutach concarm the preparation of niobium and/or tantalum by carbother- 
mal reduction of thcii oxides and is related, more partici4aHy, to the production of puje. 
niobium, - pure tantalum and/or pure alloys of tantalum and niobium. 

It is known, on the one hand, that is possible to commercially obtain more 
or lea ^e niobiuaror tantalum by various processes and, for instance: by reduction of 
pure niobium or tantalum hemipentoxide with a'reductng metal, such as, for example, 
aluminium, calcium, magnesium; by reduction of pure niobium or tantalum pentachloride 
with hydrogen; by reduction of tantalum and potassium or niobium and potassium double 
fluoride with sodium; or also by fusion electrolysis of potassium fluotantalate or fluoniob- 
; ate. 

These various processes present more or less severe drawbacks and, quite 
especially, they very seldom enable a pure and ductile metal to be obtained, avoiding 
• the preparation of intermediate compounds is rather difficult, and/or the processes are ex- 

pensive. 

It is known, on the other hand, to prepare niobium or tantalum by carbother- 
mal reduction of cheir oxides, such reduction being accomplished in several steps. In a 
first step, a stoichiometric mixture of carbon and niobium or tantalum oxide is first heated 
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to 1650 - 1700°C. and a non ductile mixture containing about 95% metal, with high oxygen 
and carbon contents, is obtained; this mixture is then crushed and after its C_ ratio has been 

O 

corrected, is heated for several hours at a temperature of the order of 1700-2000°C, thus pro- 
ducing a new, equally non ductile mixture containing about 987^ metal and with still higher 
oxygen and carbon contents. This mixture is hydrogenated, crushed and heated under a vac- 
uum for several hours at a temperature range between 1800 and 2lOO°C after a little pentoxide 
of said metal has been added to it; and now a comparatively pure, ductile metal is obtained 
containing of the order of 0.05 to 0. 10 fo carbon and about 500 ppm oxygen. Such a process 
is described, for instance, in the paper of M. F. Joly at the second International Conference of . . 
the United Nations on the peaceful utilization of atomic energy (Geneva 1958) A/CONF. ' ' 
15/P/1274 - Nuclear Science Abstr. No. 8 (supplt. ) 30/4/1959 - p. 908. 

• The present invention has for its object a process for the production of pure tanta- 
lum, pur« niobium and pure tantalum -niobium alloys containing directly less than 0. 1 57o carbon 
by weight and less than 0. 8% oxygen by weight and, preferably, of the order of lOO to 700 ppm 
carbon and of the order of 500 to lOOO ppm oxygen. 

The invention has also for its object a process for the production of ductile tanta- 
lum, niobium and tantalum -niobium alloys exhibiting a Vickers hardness at the utmost equal 
or even less than 80. 

Moreover the invention has for its object a process for the production of immed- 
iately melting niobium, tantalum and niobium -tantalum alloys, without it being necessar/ to 
previously subject them to a sintering operation. 

The other objects of the invention will be disclosed in the course of the following 

description. 

The process which is the object of the present invention comprises the following 

steps: 

- mixing a powder substantially consisting of niobium and/or tantalum hemipentoxide, the 
grain size of which is at the utmost equal to 0.8 millimeter, with another powder substantially 
consisting of carbon the grain size of which is at the utmost equal to 0. 8 millimeter, the 
amount of oxide thus put into contact with the carbon being more than that corresponding to 
the stoichiometric ratio in the following reduction reaction: 

/ 

(1) M2^5 + 5C > 2M + 5CO^ 

in which M represents tantalum and/or niobium; 

- heating the thus obtained mixture to temperatures between about 2000®C and about 2500 C 
in order that the above defined reaction may occur. 

The applicant has effectively established that in order to directly obtain pure 
niobium, pure tantalum or pure tantalum -niohiunt .illoys hy carhorhrrmal rnliicrion, it was 
absolutely necessary, firstly, tha the metallic oxide molar ratio of the elements brought to 

carbon 

react with one another be higher than the stoichiometric ratio according to the equation (1), 
which is 0, 200, and preferably lies between 0.201 and 0. 210 and, secondly, that the metallic 
oxide and the carbon be previously prepared in very fine form, the grain size of oxide and 
carbon being at the utmost equal to 0. 8 mm and. preferably, lying between about 0. 3 mm and 
0. 08 mm. 
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This is precisely stated in the two following cables. Table I shows the effect 
of granulomecry on the carbon content of the obtained metal, carbon being the most object- 
ionable impurity. Table 11 shows the effect of the M2O5 molar ratio on the residual carbon 

C 

and metallic oxide content in the obtained metal; moreover, let us point out, on this ground, 
that there is a rapid increase in the oxygen content when this molar ratio becomes lower than 
the stoichiometric ratio. 

TABLE I 



Grain size 
(mm) 


1.2U0.8 


0.8-0.31 


0.31-0. 16 


0. 16-0. 08 


<0.08, 


C (7o^ 


0.3 


0.15 


0.36 


0.05 


0.065 


TABLE II 




0.200 


0.201 


0.204 


0. 210 




C 












C (ppm) 


> 3000 


about 


about' 


about 








400 - 800 


ISO - 300 


400 - 


800 


O2 (fo) 


> 0.1 


about 


about 


about 








0.05 . 0. I 


0.05 -0.1 


0.5 - 


1.0 



The carbon used may have any origin and, without this listing being considered 
limiting, it maybe charcoal, petroleum coke, either raw or calcined, chemically purified 
coals, cokeficd and calcined carbohydrates, carbon obtained by thcnnal cracking of for in- 
stance petroleum type hydrocarbons, possibly in the very contact with oxide particles, etc. . . 
According to a special embodiment of the present invention, use is made of carbon blcc' , 
containing no ashes, which has been previously calcined under vacuum at a temperature higher 
than 1300^0 and preferably of the order of about 2100°C. 

Besides, use is made of practically pure metallic hemipentoxide and its purity 
rate is, preferably, higher than 99% and of the order of 99. Sfo. 

The intimate putting into contact of tantalum oxide and carbon is carried out 
by any known mixing procedure and, for example, by agitation, kneading, crushing, agglo- 
meration, etc. . 

According to a preferred though non limiting embodiment of the present inven- 
tion, the mixture obtained after uniform kneading, for instance, is agglomerated later on, 
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for example in the form of pellets, obtained by compression. Thus, the applicant has found 
that interesting results are obtained more particularly when using pellett with a ratio of height 
to diameter less than I and ot the order of 0. 5, which, though being ncn limiting, also con- 
stitutes an object of the invention. 

Besides, the applicant has established that the reduction reaction according to the 
above mentioned reaction (1) is achieved by heating, preferably under a vacuum, less than one 
millileter mercury and, for instance, of the order of a few tens of microns, at a temperature 
between abcut-2000Oc and about 2500°C and, preferably, of the order of 2150^ SO^C or so for 
niobium and of the order of 2350 + 50°C or so for tantalum, in a crucible substantially consisting 
of carbon, more precisely graphite. The crucible is previously internally covered with a thin 
layer, substantially consisting of tantalum and/ofjiiobium, and/or tantalum and/or niobium 
carbide, the thickness of which is less than 1 mm and, in preference, of the order of 0. 5 mm 
or so; this consititutes another object of the invention. 

According to a preferred though ncn limiting embodiment of the invention, such 
layer substantially consisting of metallic carbide and metal is obtained by carbothermal reduct- 
ion of niobium and/or tantalum oxide by heating to a temperature higher than:2000^C and, 
preferably, of the order of 2300°C, a layer substantially consisting of niobium and/or tantalum 
hemipentoxide with a portion of the carbon which forms the crucible. Thus, for example, such " 
a coating is carried out in the following way; the internal wall of the graphite crucible is 
coated with a layer of niobium and/or tantalum hemipentoxide , of the order of one millimeter 
thickness; then the crucible is heated to about 2300^C so that the graphite in the crucibla re- 
acts with the oxide giving rise to a layer substantially consisting of metallic carbide and metal. 

The pure metal obtained according to the present invention is eventually reduced 
to a powder, then sintered by heating under a vacuum. In order to facilitsta this crushing of 
the metal, said metal is first converted to its much mors brittle hydride. The applicant has 
established that this hydridation may be achieved directly in the production fumacej thus, 
according to a preferred embodiment of the invention, in the furnace wherein the carbothermal 
reduction treatment which is the object of the present invention has previously been carried 
out, hydrogen is injected in the course of the cooling step of the thus obtained metal when the 
temperature is less than 800*^C and, preferably, *cf the order of .650°C. this also constitutes an 
objuct of the present invention. ^ 

■ metallic hydride is then finely comminuted, sieved throagh sieve 400 with 

xxii^yoids of 37. 5 microns, degassed by heating at lOOOOC microns under a vacuum, then 
occasionally cold rolled into sheets of "different thicknesses. 

The following examples which in no way may be considered limiting aim only 
at illustrating the various objects of the present process. 

EXAMPLE I. By uniform mixing, a thorough mixture is made of : 

- 522. 35 g "Carbon black", previously calcined fcr 1/2 hour at 2l0O''C under a vacuum, 
then crushed and sieved through sieve' 200 (0. 08 mm mesh voids), and 

- 4121 g tantalum hemipcntoxide, previously sieved through sieve 55 (0. 31 mm mesh voids) 
and having the following impurities as determined on spectro graphical analysis: 

O.Olfo : Nb ,.0.1 

••••• O.OOSfa :Na traces 
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Si 0.0l-0.02fo : Sn traces 

Fc 0. Ol-O. 02% : Mn light traces 

Ti non visible : C 0.009-0.01% 

The thorough iDixturc thus obtained is now divided, into practically equal portions 
which, afterwards, are pressed in order to product pellets the density of which is nearly 2. 2 
and of 88 zmn*' diameter and 35 mm thickness. 

These pellets are placed in a graphite crucible, previously internally coated, 
. as has been said above, with a layer about 0. 5 min thidcsubstantially consisting of tantalum 
carbide and metallic tantalum, the same coating being given to the graphite cover to be put 
on top of the crucible. Crucible and cover have equally been previously drilled with holes. 

^ The crucible which contains said pellets is covered with its cover, then placed 
in the heating zone of the resistor of the electric furnace. Then the furnace is evacuated and 
when a vacuum of the order of 30 microns has been obtained, the furnace is progressively 
heated until reaching, within about 75 minutes, a temperature neighbouring 2300^C which is 
mainta'ined therein later on for about 150 minutes. Then heating is stopped and the furnace 
allowed to cool. 

After about twenty minutes, when the temperature is of the order of 650 to 
700*^C, hydrogen is then injected into the furnace and a slight hydrogen overpressure is main- 
tained therein for about one hour. 

About 3120 g tantalum hydride are then recovered and are crushed and sieved 
thrpygHscevei4QQf37*5 ill icrons mesh VQids^. .Aftecwatds.t}iis'pow<i,e^.is washed wiih aqua regia sp as 
to remove iron^%whicH has beepiwtxaduc^d during crushing, then dried and decomposed under a 
vacuum, on heating at about XOOO^C. 

In this way, pure tantalimi^ containing about 0. 025% of carbon is obtained; its 
increase in weight on being calcined at 900^C in the presence of oxygen is about 21. 9% while 
theoretically that of tantalum, initially perfectly deprived of oxygen, would be 22. 11%. 

This pure metal is ductile and its Vickers hardness is about 65. 
T EXAMPLE 2^ In the same way as according to example 1, pellets are 

spared from : 

rgV 442 g carbon black, previously calcined for 1/2 hour under a vacuum, crushed and sieved 
through sieve 400, and 

- 2000 g niobium hemipentoxidc, previously sieved through sieve 55, and having the follow- 
ing composition: 

^Z^S ' ^^2^3 0. 01-0. 02% 

'^^Z^S dosable : ^z^5 " traces 

SiOj 0. UO. 3% : NajO about 0. 02% 

Ti02 0.015-0.04% : heavy metals traces 

Thus pellets are obtained with a density in the neighbouthood of 1. 3. . 
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The crucible, internally coated with a layer 0. 5 mm thick substantially consisting 
of niobium carbide and metallic niobium, and which contains said pellets, is heated within 
95 minutes under a vacuum of the order of 40 microns, at a temperature neighbouring 2150OC 
at which it is maintained for about 75 minutes. 

Then the furnace is cooled under a vacuum for about 2 hours and then a block 
of 1400 g niobium is obtained, the carbon content of which is 0.02% and that of oxygen about 
. 0. 2%, which may be pressed, then melted under a vacuum in an arc furnace with a consumable 
electrode. 

/EXAMPLE 3, Thorough mixing is made of: 

- :x mixture substantially consisting of 45,82 parts niobium hemipentoxids by weight and 
39. 11 parts tantalum hemipentoxide by weight, -siSved through sieve 200, and 

- IS. 07 parts carbon black by weight, previously calcined at 2100OC. sieved through sieve 
55. 

^ The thus obtained mixture is pelleted later on, as has been described in example 
1 or 2, and the pellets are placed in a graphite crucible the internal wall of which has been 
coated beforehand with a layer about 0. 5 mm thick consisting of niobium and/or tantalum car- 
bide and niobitmi and/or tantalum. 

Then, this crucible is heated within about 60 minutes under a vacuimi of 30 to 
40 microns to about 2300 - 2350^C and is maintained at this temperature for about 45 minutes. 

After cooling, a niobium -tantalum metallic alloy i* obtained with a ratio between 
both constituents by weight practically equal to 1. and containing of the order of 0, 1% oxygen 
and 0. 0037p carbon. 

The claims defining the invention are as follows; 

Process for the production of pure metal of the group consisting of 
niobium, tantalum and their alloys, containing less than 0. 13J6 carbon by weight and less than 
0. 8% oxygen by carbothermal reduction, at high temperature, of their oxides, wherein: 

- a powder, substantially consisting of said metal hemipentoxide, having a grain size at the 
utmost equal to 0.8 ram, is mixed with another powder, substantially consisting of carbon, 
having a grain size at the utmost equal to 0. 8 mm, the hemipentoxide molar ratio being more 

' " * carbon 
thiKft the^ stoichiometric ratio corresponding to the reaction: 

^2^' ^ ^ ^ > 2 M + 5 COx^ 

- and then the obtained mixture is heated to temperatures between about 2000^e and about 
2500«C. (Uthjune, 1959). 

2. Process according to claim 1 wherein the M2O5 ratio is comprised 

between 0.201 and 0. 2ia {22nd April. I960). 

3- ProccA.1 accordimi to clutitis t or 2, whrrrlii I hi* itniiii n\tr of lUf 

oxldr grains la hrlwrrti uIhhii 0.11 imn utid aUnii 0. nil iimi. (V'/imI A|<«-ll. MntU) 

4. Process according to any uiiu ul cUiiiu I lu ^ viliureiii ihu jruiii kuu 
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of the carbon grains is between about 0. 31 mm and about 0. 08 mm. (22nd April, 1960). 

5. Process according to any one of the preceding claiins wherein a 
mixture of niobium oxide and carbon is heated under a vacuum at about 21S0^C. 

(13th June, 1959). 

6. Process according to any one of claims I to 4 wherein a mixture 
of tantalum oxide and carbon is heated imder a vacuum at about 2350^C. 

(22nd April, 1960). 

7. Process according to any one of the preceding claims wherein 
said caibon substantially consists of carbon black, containing no ashes, which has been pre^^ 
viotisly calcined under a vacuum at temperature superior to 1300°C and, preferably, of the 
order of 2100°C. (13th June, 1959). 

8. Process according to any one of the preceding claims wherein the 
obtained metal is put into contact with hydrogen in the course of its cooling down to temper- 
ature lower than SOO^C and, preferably, of the order of 650^C, so that the metallic hydride 
is produced directly in the same furnace. (13th June, 1959). 

9. Process according to any one of the preceding claims, wherein 
said mixture is heated in a graphite crucible, internally coated with a layer substantially 
consisting of the carbide of said metal and of said metal* (13th June, 1959). 

10. Process according to claim 9 wherein said layer is previously pro- 
duced by reduction of an oxide layer of said metal with the carbon of said crucible, on heating 
to temperature higher than 200 O^C and, preferably, of the order of 2300^C. 

(13th June , 1959). 

SPRUSON & FERGUSON. 
* " ^ Patent Attorneys (or Applicant. 
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